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[57] | ABSTRACT

The invention relates to an impmvement of the process
for the preparation of 1,4-diaminoanthraguinones by
oxtdation of the corresponding 2,3-dihydro-1,4-

- diaminoanthraquinones with nitrobenzene, which im-

provement 1s brought about by carrying out the reac-
tion under reduced pressure.

19 Claims, No Drawings



o _thraqumones

" thraquinones

. off. Surprlslngly,_ the 1, 4-dlam1noanthraqu1nones are

1
" PROCESS FOR THE PREPARATION OF
. 1,-DIAMINOANTHRAQUINONES

.- The present invention relates to a process for the
~ preparation of 1 4-diaminoaﬁthraquin‘ones by oxidation
of the correspondmg 2 ,3-dihydro-1,4- diaminoan-

14-D1am1noanthraqumones are usually prepared by 10
~ heating the corresponding 2,3-dihydro-1,4-diaminoan-
nes - (“leuko-1,4-diaminoanthraquinones”)
o with nitrobenzene, in the presence of small amounts of
an organic base, e.g. piperidine, in the temperature
‘range from 130° to 160° C. However, this reaction af-

iS5

- fords the - desired 14dlammoanthraqumone only 1n
~relatively bad yield since considerable amounts of 1-
. amino-4- hydroxyanthraqumone

~‘and ‘1-amino-4-

"amlmoanthraqumone are formed. -
These dlsadvantages can be reduced only to an insuf-

o ficient degree by continuously passing a gentle stream

- of an inert gas, e.g. nltrogen through the reaction mass

| durmg the reactlon 25

It is the obJect of the present invention to provide a
-'process in which the aformementloned problems either
do not occur or only occur to a less degree.

- This object is achieved by the process of the present 30

o Invention by carrying out the reaction at a temperature

: in the range from 100° to 200° C. under reduced pres-
“sure, under which a portion of the nttrobenzene distills

~ thereby obtained in higher yield, and the by-products
- l-amino-4-hydroxyanthraquinone ~ and  l-amino-4-
~ anilinoanthraquinone are formed in smaller quantities

than in the customary processes. The resultant 1,4-

dlammoanthraqumones are either used as such as dyes 40
or they are used as intermediates for the preparation of

~ dyes, e.g. vat dyes. On aecount of the greater purity of
~ the 14-dram1noanthraqumone, said dyes possess im-

proved dyeing prOpertles, e.g. there 1s less staining of 45
c polyester fibres. .

. Aeeordrng]y, the present invention relates to a pro-
- cess for the preparatlon of 1, 4 dlammoanthraqumones

| _of formula (1) 50

(1)
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N whereln eaoh of R1, Rz, R3 and R4 mdependent]y of one
- another is hydrogen, alkyl or aryl, by oxidation of a

2,3 dihydro-1 4-dxam1n.03nthraqum0n¢ of tormula (2)
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(2)

wherein Rj, Rz, R3 and R4 are as defined above, with
nitrobenzene, which process comprises carrying out the
reaction at a temperature in the range from 100° to 200°
C. under a pressure which 1s the same as or lower than
the vapour pressure of the nitrobenzene at the tempera-
ture applied.

Each of the radicals R1, R>, Rzand Ry mdependently
of one another is hydrogen or alkyl, in particular C,C;
2alkyl, e.g. methyl, ethyl, n-butyl, isobuty! and n-dode-
cyl. Throughout this specification, the term alkyl shall

- also comprise substituted alkyl, e.g. 2-phenylethyl, 2-

hydroxyethyl, 5-cyanopentyl, 2-sulfoethyl or 3-dime-
thylaminopropyl. Ry, Ry, R3and R4 may also be unsub-

stituted or substituted aryl, e.g. phenyl or naphthyl,
4-methylphenyl, 4-phenoxyphenyl, 4-biphenylyl, 2,4,6-

trimethylphenyl or 4-acetylammophenyl.
Each of Ri, Ry, R3 and R4 independently of one an-
other is preferably hydrogen, C;-Casalkyl, phenyl or

phenyl substituted by Cl—C4alky1 phenoxy, C1—C4alk-

y]carbonyl or phenyl.
In the process of the present mventlon, it 1S preferred

“to employ those compounds of formula (2) wherein

R3
/

R4

are identical and, among such compounds, in partieular
those which are derived from primary amines, 1.e. those
in which R; and Rj are hydrogen.

The process of the present invention is particularly
suitable for the preparation of eompounds of formula

(1), wherein each of Rj, Ry, R3and R4 1s hydrogen.

The process of the present invention is eamed out for
example as follows: -

A compound of formula (2) 1s dissolved or suspended -
in three to four times the amount by weight of nitroben-
zene. Subsequently, preferably catalytic amounts of an
organic base, in particular piperidine, collidine or di-n-
butylamine, as well as of an inorganic basic compound,
in particular sodium carbonate, potassium carbonate,

“sodium bzearbonate or potassmam bicarbonate, are

added.

‘The amounts of orgamc base and of 1 lnorgame basic
compound correspond to the amounts which are usu-
ally employed in the oxidation of compounds of formula
(2) with nitrobenzene.

The reaction mixture is then heated to a temperature
in the range from 100° to 200° C. It 1s favourable to

‘select a pressure of <100 mbar when heating com-

mences and then to raise the pressure gradually as the
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temperature increases. After reaching the reaction tem-
perature, which is preferably in the range from 130° to
160° C., the pressure is then adjusted such that the reac-
tion mixture boils and a portion of the nitrobenzene
distills off. The pressure 1s therefore the same as or
lower than the vapour pressure of the nitrobenzene at
the temperature appled.

Water and aniline distill off together with the nitro-

benzene. It is preferred to distill off 3 to 30 moles, 1n
particular 5 to 15 moles, of nitrobenzene per mole of
compound of formula (2) during the reaction.
- The duration of the reaction is dependent on the
reaction conditions, e.g. the temperature. The reaction
1s preferably carried out for 2 to 5 hours in the tempera-
ture range from 145° to 160° C., in particular from 150°
to 155° C. |

The resultant 1,4-diaminoanthraquinone can be 1so-
lated in the conventional manner, e.g. by removing the
nitrobenzene by steam distillation, then filtering the
reaction mixture and drying the filtration residue.

The 1,4-diaminoanthraquinones obtained by this pro-
cess are used as dyes or they can be used as starting
‘materials for further reactions, e.g. for the preparation
of further Intermediates of the anthraquinone series
such as” sulfonated or benzoylated 1,4-diaminoan-
thraguinones, as well as for the preparation of anthri-
mides and vat dyes.

A preferred variant of the process of the present

~ invention comprises subsequently condensing the resul-
- tant 1,4-diaminoanthraquinone, without isolating it,
with an aromatic, preferably anthraguinoid, halogen

.. compound to give the anthrimide, in which process

variant the halogen compound and the resultant suspen-
sion of the 1,4-diaminoanthraguinone are heated very
rapidly to the reaction temperature, 1.€. within less than
10 minutes, preferably within less than 1 minute, most
preferably within not more than 10 seconds. It is pre-

 ferred to proceed by adding the halogen compound to
~ the suspension of the 1,4-diaminoanthraquinone and

“then adding this mixture to mitrobenzene which has
been heated to the reaction temperature for the anthri-
mide formation.

This variant can of course only be carried out with
those 1,4-diaminoanthraquinones which contain at least
one primary oOr secondary amino group. |

The reaction temperature for the anthrimide forma-
tion is preferably in the range from 180° to 220° C., most
preferably from 195 to 215° C. The educts, namely the
1,4-diaminoanthraguinone and the aromatic halogen
compound, may be added through separate feed-lines to
the nitrobenzene which has been heated to the reaction
temperature. It 1s, however, preferred to add the aro-
matic halogen compound to the resultant suspension of
the 1,4-diaminoanthraquinone and then to add the resul-
tant mixture to the heated nitrobenzene. |

The condensation reaction is carried out in the pres-
ence of a base and copper catalyst. The copper catalyst
and the base may be present in that portion of the ni-
trobenzenene which has been heated to the reaction
temperature or they can be added together with the
educts.

Preferably, 5 to 30% by weight of these components
(copper catalyst and base) are in the solvent which has
been heated to the reaction temperature and the remain-
der 1s added together with the educts. A suitably larger
amount of the base may be added during the synthesis of
the 1,4-diaminoanthraquinone so that said base is con-
tained in the resultant reaction mass.
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Suitable aromatic halogen compounds are those in
which the halogen atom i1s attached direct to the aro-
matic nucleus. Acid halides of aromatic compounds, or
compounds which behave similarly to acid halides, e.g.
cyanuric chloride, shall not be understood as being
aromatic halogen compounds.

Particularly suitable aromatic halogen compounds of
this type are halogenated anthraquinone, benzanthrone,
anthanthrone, pyranthrone, dibenzanthrone,

phthaloylacridone, flavanthrone, dibenzpyrenequinone
or 1soviolanthrone, which compounds may be further

-substituted by customary substituents of vat dyes.

Especially good results are obtained in the process of
the present invention by using chlorinated or bromi-
nated anthraquinone, benzanthrone, anthanthrone, py-
ranthrone or dibenzanthrone, which compounds may
be further substituted by benzoylamino.

The halogen compound and the vattable compound
are generally employed 1n approximately stoichiometric
amounts. However, an excess of e.g. 10% of one of the
components 1§ also possible.

Suitable copper catalyst are metallic copper and
copper compounds such as copper oxide or copper(I}
chloride, with copper being preferred and copper(l)
chloride being most preferred.

Suitable bases are e.g. sodium bicarbonate, potassium
bicarbonate, sodium acetate, potassium acetate, sodium
carbonate and potassium carbonate as well as mixtures
of these compounds.

The amount of copper catalyst required 1n this vari-
ant 1s in general in the range from 0.1 to 1% by weight,
based on the resultant anthrimide.

After the condensation reaction, the anthraquinone
imides are isolated In conventional manner, e.g. by re-
moving the solvent by steam distillation and then filter-
ing off the condensation product and drying it.

The resultant anthraquinone imides are mostly dye
intermediates. After conversion to carbazole or acridine
derivatives they yield vat dyes which are used for dye-
ing and printing textile materials such as cotton.

The invention is illustrated by the following non-
limitative Examples. Percentages are by weight.

EXAMPLE 1

60 g of 2,3-dihydro-1,4-diaminoanthraquinone (con-
tent 92%, containing 1.5% of 1,4-diaminoanthraqui-
none), 10 g of sodium carbonate (soda) and 0.4 ml of
piperidine are added to 350 ml of nitrobenzene. A vac-
uum of about 230 mbar is then applied, and the batch is
subsequently heated to 150° C., during which time the
vaccuum is adjusted such that the boiling temperature
of the reaction mass can be maintained in the range from
150° to 155° C. During the heating phase, any water
present is distilled off. The temperature is maintained in
the range from 150° to 155° C. for 3 hours and the heat-
ing capacity is regulated such that during this time 170
to 200 ml of nitrobenzene, containing water and aniline,
distill off. 170 ml of nitrobenzene are subsequently
added and, under the same conditions, a further 170 mi
of nitrobenzene are distilled off for 2 more hours. The
nitrobenzene is then removed from the reaction mass by
steam distillation. Yield after filfration and drying: 59.5
g of a violet powder containing 91% of 1,4-diaminoan-
thraquinone, 0.4% of 1-amino-4-hydroxyanthraguinone
and 0.3% of 1-amino-4-anilinoanthraguinone.



COMPARATIVE EXAM PLES

(a) If the procedure as ‘described in Example I is
repeated exactly, except that the reaction is carried out

~ under normal pressure, after the same working up the
o yield is 59.5 g of a violet powder containing 82% of

~ l,4-diaminoanthraquinone, 7.5% of l-amino-4-hydrox-

~yanthraquinone and 2.1% of _I-amino-4-anilinoan—
thraquinone. |

(b)) If the procedure as described in Example 1 1s

repeated exactly, except that the reaction is carried

~ under normal pressure and nitrogen Is passed through
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dispensed i_with. In accordance with Example 2, the
reaction mass thus obtained can be employed direct for
the preparation of further intermediates of the anthra-

~ quInone Series.

If the reaction mass is worked up, the yield 1s 59. 5 g
of a violet powder, the quality of which i1s the same as .
that of the product of Example 1.

What 1s claimed is:

1. In a process for the preparation of a 1,4-diaminoan-

~ thraquinone of formula (1)

the reaction mass, after the same working up the yield is

'59.5 g of a violet powder containing 87% of 1,4-
- diaminoanthraquinone, 4% of l-amino-4-hydroxyan-
~ thraquinone and 1% of ]-am1no-4-amlmoanthraqul-

none. |

o EX‘AMPLE 2
" The procedure described in Example 1 is repeated.

' ‘However, the solution of 1,4-diaminoanthraquinone

obtained on completion of the reaction is further used

15,

20

~ direct, without isolating the anthraquinone, for the =

preparation of trianthrimide. To this end, 116 g of 99%

o l-chloroanthraquinone, 50 g of soda, 1.5 g of copper(l)
- chloride and 320 ml of nitrobenzene are added to the
~reaction mass, which has a volume of about 180 m!l and

- contains 54.1 g of 1 4-diaminoanthraquinone
~ Over 1.5 hours, the resultant suspension is added to a

B Ibmlmg suspension of 50 ml of nitrobenzene, 10 g of soda
- and 0.5 g of copper chloride in such a manner that the

 boiling temperature (210° to 215° C;; slight distiliation)
- can be maimntained contmuously After a reaction time of
a further 2.5 hours at this temperature, the reaction is

- complete and the reaction mass can be worked up in
~ conventional manner (steam distillation, filtration and

- drying in vacuo in a venuleth). After drying, the filter

‘cake may be suspended in water in order to remove the
salts, subsequent to which the suspension is filtered.

~ Yield: 225 g of trianthrimide (salt-contammg) or 170

n 'g after salt removal and drymg

" EXAMPLE 3

- The procedure 'descrlbed in Exarnple 1 is repeated,
e except that the batch is heated to 165° C. and the vac-

~uum is adjusted to about 305 mbar. After a reaction time

25

(1)

- wherein each of R, Ry, R3 and Ra.independently of one

30
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. of 1.5 hours and a distillation time of 1 hour, the vield is

595 g of a product which contains 89% of 1,4-

- diaminoanthraquinone, 1.1% of 1 -amino-4-hydroxyan-
thraquinone and 14% of 1-am1no-4-an111noanthraqur-

'_Inone

EXAMPLE 4

- The procedure described in Example 1 1s repeated
~ except that the reaction temperature is 140° C. and the
-~ vacuum is adjusted to about 130 mbar. After a reaction

- time of 5 hours and a distillation time of 3 hours, the

“yield 1s 39. 5 g of a violet powder, the quality of which
15 the same as that of the product of Example 1.

EXAMPLE 5

‘The procedure descnbed n Example 11s repeated

' except that the total amount of 520 ml of nitrobenzene
1s added at the begrnmng, and, during the reaction time

“of 4 hours, 340 ml of nitrobenzene are distilled off at a

E ‘temperature in the range from 150° to 155° C. and under

~'a pressure of about 230 mbar. A further addition of

50

another is hydrogen, Ci-Cjz-alkyl which 1s unsubsti-
tuted or substituted by phenyl, hydroxy, cyano, sulfo or
dialkylamino, riaphthyl;. or phenyl which is unsubsti-
tuted or substituted by C;-Cy-alkyl, phenoxy, C;-Cs-

alkylcarbonyl or phenyl, by oxidation of a 2,3-dihydro-
- 1,4-diaminoanthraquinone of formula (2)

(2)

wherein Ri, R, R3 and R4 are as defined above, with
nitrobenzene, at elevated temperature, in the presence
of an organic base and/or an inorganic base, wherein

~ the improvement comprises carrying out the reaction at

35

a temperature in the range from 100° to 200° C. at re-

~ duced pressure while simultaneously distiling off 3 to

60

65

'_ nitrobenzene and subsequent renewed distillation are

20 moles of nitrobenzene per mole of compound of
- formula (2). |

2. A process according to claim 1, wherein a part of
the nitrobenzene is added during the distillation.

3. A process according to claim 1, which comprises |
starting from a compound of formula (2), wherein each

~ of Ry, Rz, Rz and Ry independently of one another is

hydrogen, C1-—C4alky1 phenoxy, C1-Caalkylcarbonyl

‘or phenyl.

4. A process accordlng to claim 1, which comprises
starting from a compound.of formula (2), wherein
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are identical 10
S. A process according to claim 1, which comprises
starting from a compound of formula (2), wherein R,
and R3 are hydrogen. .
6. A process according to claim 4, which comprises
starting from a compound of formula (2), wherein each 50
of Ri, Rz, R3and R4 i1s hydrogen.
7. A process according to claim 1, which comprises

carrying out the reaction at a temperature 1 the range 2

from 130° to 160° C.

8..A process according tq ciaim 1, which comprises "
distilling off 5 to 15 moles of nitrobenzene per mole of
compound of formula (2).

9. A process according to claim 1, which comprises 35
carrying out the reaction for 2 to 5 hours in the temper-
ature range from 145" to 160° C.

40

10. A process according to claim 9, wherein the reac-

tion 1s carried out in the temperature range from 150° to

155° C. 45

11. A process according to claim 1, wherein the or-
ganic base is piperidine, collidine or di-n-butylamine.

12. A process according to claim 1, wherein the inor- >0
ganic basic compound is sodium carbonate, potassium
carbonate, sodium bicarbonate or potasssium bicarbon-

55
ate.

13. A process for the preparation of an anthraguinone
imide, which process comprises oxidizing a 2,3-dihy- 60

dro-1,4-diamino-anthraquinone of formula (2)

65

(2)

wherein R 1s hydrogen and each of Ry, R; and Ry
independently of one another is hydrogen, C;-Ci>-alkyl
which 1s unsubstituted or substituted by phenyl, hy-
droxy, cyano, sulfo or dialkylamino, naphthyl, or
phenyl which 1s unsubstituted or substituted by C;-Cy-
alkyl, phenoxy, C;-Cgs-alkylcarbonyl or phenyl, with
nitrobenzene, said reaction being carried out at a tem-
perature in the range from 100° to 200° C. at reduced
pressure while simultaneously distilling off 3 to 20
moles of nitrobenzene per mole of compound of the
formula (2), and subsequently condensing the resultant
1,4-diaminoanthraquinone, without isolating it, with an
aromatic halogen compound in the presence of a base
and a copper catalyst to give the anthrimide, the con-
densation being effected by heating the halogen com-
pound and the resultant suspension of the 1,4-
diaminoanthraquinone very rapidly to the reaction tem-
perature.

14. A process according to claim 13, wherein the
condensation reaction temperature is in the range from
180° to 220° C.

15. A process according to claim 14, wherein the
reaction temperature 1s in the range from 195° to 215° C.

16. A process according to claim 13, which comprises
adding the aromatic halogen compound to the resultant
suspension of the 1,4-diaminoanthraquinone and then
adding the resultant mixture to nitrobenzene which has
been heated to the reaction temperature for the anthri-
mide formation.

17. A process according to claim 16, wherein 5 to
30% by weight of the base and the copper catalyst are
in the nitrobenzene which has been heated to the reac-
tion temperature and the remainder 1s added together
with the educts.

18. A process according to claim 13, wherein the
halogen compound 1s a halogenated anthraquinone,
benzanthrone, anthanthrone, pyranthrone, dibenzan-
throne, phthaloylacridone, flavanthrone, dibenz-
pyrenequinone or isoviolanthrone, which compounds
may be further substituted by customary substituents of
vat dyes.

19. A process according to claim 18 which comprises
the use of chlorinated or brominated anthraguinone,
benzanthraquinone, anthanthrone, pyranthrone or di-
benzanthrone, which compounds are unsubstituted or

further substituted by benzoylamino.
: %k * *
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